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A B Figure S1 A) Powder XRD curves of 1 simulated (in black), as synthesized (in red) and after Henry (in green) and the Knoevenagel condensation reaction (in blue). B) FT-IR spectra of 1 before (in pink), after (in blue) the Henry and Knoevenagel (in green) reactions.
Figure S2 -Example of integration in the 1 H-NMR spectrum for the determination of the product yield in the Henry reaction (Table 1 , entry 6).
Calculation of product yield and selectivity for catalyst 1 in the Henry reaction
Total amount of compounds at the end (see Fig. S2 ):
Integration of unreacted benzaldehyde = 1 Integration of anti product = 0.99 Integration of syn product = 1.55
Thermogravimetric analyses were carried out under dinitrogen, from room temperature to ca. 750 ˚C at a heating rate of 5˚C min -1
. Features of the thermal stability of complexes 1-3 are illustrated in Figure S4 .
Compound 1 shows two step decompositions and loses 7.8% of its weight within 83-158˚C, most likely due to loss of two coordinated water molecules (calcd: 7.1%). The material then remains stable upto 356˚C and starts to decompose until 509˚C.
For compounds 2 and 3, we have not observed such a clean stepwise decomposition. Instead, 2 shows a weight loss of 15.5% between 73 and 294˚C, corresponding to the release of six molecules of water and one 1,4-dioxane molecule (calcd: 15.0%), while compound 3 exhibits a weight loss of 21.6 % in the 98-217˚C temperature range which accounts for the total removal of two dimethylformamide and one water molecules (calcd: 21.0%). The remaining material then decomposes from 281˚C until 460˚C A B Figure S4 (A) Thermogravimetric curves for 1-3. (B) FT-IR spectra of 1 before (in black) and after (in red) pyridine adsorption experiment. Table S2 : Selected bond distances (Å) and angles (°) for compounds 1-3 1 Zn1-O5, 1.959(9); Zn1-O1, 1.974(8); Zn1-O7, 1.985(14); Zn1-O8, 2.043(15).
<O5-Zn1-O1, 111.9(4); <O5-Zn1-O7, 117.3(5); <O1-Zn1-O7, 109.9(6); <O5-Zn1-O8, 107.0(6); <O1-Zn1-O8, 98.8(5); <O7-Zn1-O8, 110.2(7).
2
Cd1-O7, 2.308(15); Cd1-O6, 2.345(10); Cd1-O2, 2.381(9); Cd1-O1, 2.384(10); Cd1-O8, 2.391(15); Cd1-O5, 2.478(10).
<O7-Cd1-O6, 93.3(4); <O7-Cd1-O2, 81.7(4); <O6-Cd1-O2, 147.8(3); <O7-Cd1-O1, 89.8(5); <O6-Cd1-O1, 93.1(3); <O2-Cd1-O1, 55.3(3); <O7-Cd1-O8, 171.0(5); <O6-Cd1-O8, 94.8(5); <O2-Cd1-O8, 89.3(4); <O1-Cd1-O8, 85.8(5); <O7-Cd1-O5, 84.2(5); <O6-Cd1-O5, 54.2(3); <O2-Cd1-O5, 154.4(3); <O1-Cd1-O5, 146.1(3); <O8-Cd1-O5, 103.8(5).
3
Sm01-O1, 2.290(4); Sm01-O5, 2.333(4); Sm01-O6, 2.371(4); Sm01-O2, 2.381(4); Sm01-O11, 2.385(5); Sm01-O10, 2.474(4); Sm01-O7, 2.530(5); Sm01-O8, 2.535(4). 
